(19) 




Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



iniiiiiiiiiiniiiiiuiiii 

(11) EP1 165 696 B1 



(12) 



EUROPEAN PATENT SPECIFICATION 



(45) Date of publication and mention 
of the grant of the patent: 
1 2.03.2003 Bulletin 2003/1 1 

(21) Application number: 00920655.8 , 

(22) Date of filing: 03.04.2000 



(51) mtciJ: C09B 67/22, D21H 21/28 

(86) International application number: 
PCT/EP00/02955 

(87) International publication number: 

WO 00/061 689 (1 9.1 0.2000 Gazette 2000/42) 



(54) PIGMENT COMPOSITIONS AND PROCESS OF SHADING 

PIGMENTZUSAMMENSETZUNGEN UND ABTONUNGSVERFAHREN 
COMPOSITIONS DE PIGMENTS ET PROCEDE DE COLORATION 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MC NL PT SE 

(30) Priority: 08.04.1999 GB 9907878 

(43) Date of publication of application: 
02.01.2002 Bulletin 2002/01 

(73) Proprietors: 

• Ciba Specialty Chemicals Holding Inc. 
4057 Basel (CH) 

• Stora Kopparbergs Bergslags AB 
S-791 80 Falun (SE) 



m 

CD 
O) 
CO 

in 

CD 



Q. 
UJ 



(72) inventors: 

• KNOWLES, Ian, William 
Stockport, Cheshire SK4 5HH (GB) 

• WATSFELDT, Robert 
427 37 Billdal (SE) 

• KUMLIN, Kjell, Erik 
652 30 Karlstad (SE) 



(56) 



References cited: 
EP-A- 0 632 108 
FR-A- 941 218 
GB-A- 2 071 683 
US-A- 3 074 950 
US-A- 6 033 444 



EP-A- 0 654 506 
FR-A- 2 084 891 
US-A- 2 844 485 
US-A- 5 131 981 



Note: Within nine months from the publication of the mention of the grant of the European patent, any person may give 
notice to the European Patent Office of opposition to the European patent granted. Notice of opposition shall be filed in 
a written reasoned statement. It shall not be deemed to have been filed until the opposition fee has been paid. (Art. 
99(1 ) European Patent Convention). ■ 



Printed by Jouve. 75001 PARIS (FR) 



EP 1 165 696 B1 



Description 

[0001] The present invention relates to compositions comprising special pigments which meet BGVV specifications 
for food packaging materials. 

5 [0002] It is the object of the present invention to provide a pigment composition which can be used for the shading 
of food packaging materials, especially such materials which are made of paper. 
[0003] In one aspect, the invention relates to a composition comprising 

a) a mixture of C.I. Pigment Violet 1 9 together with either C.I. Pigment Blue 1 5 or C.I. Pigment Blue 60, 
w b) a dispersant, 

c) optionally a biocide, and 

d) water. 

[0004] One preferred form of this composition comprises a mixture of C.I. Pigment Violet 1 9 together with C.I. Pigment 
15 Blue 15, in which mixture the amount by weight of C.i. Pigment Violet 1 9 is greater than 50%, based on the weight of 
the mixture of pigments. The mixture of pigments contains usually 60% to 95% by weight, preferably 70% to 90% by 
weight, of C.I. Pigment Violet 1 9, based on the weight of the mixture of pigments. Particularly preferred are compositions 
wherein the mixture of pigments contains 75% to 85 % by weight of C.I. Pigment Violet 19 and 15% to 25 % by weight 
of C.I. Pigment Blue 15. 

20 [0005] A further preferred form of this composition comprises a mixture of C.I. Pigment Violet 1 9 together with C.I. 
Pigment Blue 15 or C.I. Pigment Blue 60, in which mixture the amount by weight of C.I. Pigment Violet 19 is less than 
50%, based on the weight of the mixture of pigments. Particularly preferred compositions comprise a mixture of pig- 
ments containing C.I. Pigment Violet 1 9 together with C.I. Pigment Blue 60. The mixture of pigments contains usually 
30% to less than 50 % by weight, preferably 40% to less than 50 % by weight of C.I. Pigment Violet 19, based on the 

25 weight of the mixture of pigments. 

[0006] In a second aspect, this invention relates to a composition comprising 

a) a mixture of C.I. Pigment Red 177 together with C.I. Pigment Blue 15 or C.I. Pigment Blue 60, 

b) a dispersant, 

30 c) optionally a biocide, and 

d) water. 

[0007] Particularly preferred are compositions that include a mixture of pigments containing C.I. Pigment Red 177 
together with C.I. Pigment Blue 60. The mixture of pigments contains usually below 60 % by weight, preferably below 
35 50 % by weight of C.I. Pigment Red 177, based on the weight of the mixture of pigments. Highly preferred are mixtures 
of pigments which contain 20 or 25 to 40 % by weight of C.I. Pigment Red 1 77 and 60 to 75 % by weight of C.I. Pigment 
Blue 60. 

[0008] The compositions in all aspects of the invention contain preferably 0.1 to 40%, more preferably 10 to 30 % 
of pigments, most preferably around 20% of pigments, based on the weight of the composition. 
40 [0009] The size of the pigments can range from a few nanometres to several hundreds of microns. Preferred is an 
average size distribution of 0.01 to 1 micron. 

[0010] The dispersant usually is present in the composition in an amount of 0.1 to 30%, preferably 0.1 to 8% by 
weight, most preferably 3 to 6%, based on the weight of the composition. 

[0011] Preferred dispersants are for example polyacryiic acid, polymethacrylic acid, polymaleic anhydride, poly- 
45 urethane, polyvinylether, polyvinylalcohol, polyalkylene glycol, polyethylene oxide, cellulose derivatives, polyimine, 
polyvinylpyridine, or copolymers thereof, or copolymers such as copolymers of acrylic acid with styrene, acrylonitrile, 
vinylacetate, vinylphosphonate, vinyipropionate, vinylchloride, itaconic acid or maleic anhydride, or a mixture thereof. 
Suitable polymeric derivatives are for example ethoxylated or propoxylated fatty amines such as ethoxylated cocoalkyl, 
oleyl or soyaalkyl amines; ethoxylated or propoxylated fatty quaternary salts such as ethoxylated cocoalkyltrimethyl 
so ammonium chloride; ethoxylated fatty amides such as ethoxylated oleamides; alkyl-, cycloalkyl- or alkylaryl-oxypoly 
(ethylenoxy)ethanol, cycloalkyloxypoly(ethylenbxy)laurate or oleate, polyethylene glycol 400 laurate or oleate, alkyl-, 
cycloalkyl- or a!kylaryl-poly(ethylenoxy)carboxylate or phosphonate. An especially preferred cycloalkyloxypoly(ethyl- 
enoxy) laurate or oleate is for example a poly(ethylenoxy)sorbitan laurate or oleate. Particularly preferred dispersants 
include polymers of aromatic sulphonic acids with formaldehyde, and salts thereof. Typically the dispersants have 
55 molecular weights in the range 1 000 to 1 0,000, preferably 2,000 to 5,000, especially 2,500 to 3,500. These preferably 
water-soluble polymers, copolymers and/or polymer derivatives are known per se and are commercially available. 
[0012] Preferably, the compositions contain a biocide. All FDA and BGVV compliant biocides are suitable for this 
application. Any of such biocide capable of inhibiting the growth of either or all of Gram positive or Gram negative 
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bacteria, yeasts or fungi may be employed according to the present invention. Suitable biocides include thiazoI-3-one 
derivatives, for instance alkyl and/or chlorinated derivatives of thiazol-3-one or mixtures thereof. Typically the biocide 
is present at levels of from about 15 parts per million (ppm) by weight of the composition to about 1000 ppm, most 
preferably from about 50 ppm to about 500 ppm by weight of the composition. 
5 [001 3] A further object of the present invention is to provide a process for the shading of paper wherein either of the 
above compositions or separate dispersions of said constituent pigments are applied to at least one stage of the paper 
making process. 

[0014] Thus one aspect of the invention relates to a process for shading of paper to be used for food packaging 
material, which process comprises applying to at least one stage of the paper making process either 

10 

a) a composition comprising 

i) a mixture of C.I. Pigment Violet 19 together with C.I. Pigment Blue 15, 

ii) a dispersant, 

15 iii) optionally a biocide, and 

iv) water. 

or 

b) an aqueous dispersion of C.I. Pigment violet 19 and an aqueous dispersion of C.I. Pigment Blue 15. 

20 

[0015] The aqueous pigment dispersions of C.I. Pigment Violet 19 comprises, 

a) C.I Pigment Violet 19, 

b) a dispersant, 

25 c) optionally a biocide, and 
d) water. 

[001 6] The aqueous pigment dispersion of C.I. Pigment Blue 1 5 comprises, 

30 a) C.I Pigment Blue 15, 

b) a dispersant, 

c) optionally a biocide, and 

d) water. 

35 [0017] The preferences given before for the compositions also apply to the process for applying the compositions. 
[0018] In one preferred form of the process of shading paper, a dispersion of C.I. Pigment Violet 19 and a dispersion 
of CI. Pigment Blue 15 are applied to at least one stage of the paper making process, wherein the C.I. Pigment 19 is 
added in an amount of greater than 50% by weight of added pigments. The C.I. Pigment 19 is usually added in an 
amount of 60% to 95% by weight, preferably 70% to 90% by weight of the added pigments. In a particularly preferred 

40 form of the process C.l. Pigment Violet 19 is added in an amount of 75% to 85 % by weight and C.I. Pigment Blue 15 
is added in an amount of 1 5% to 25 % by weight of C.l. Pigment Blue 1 5 based on the weight of the added pigments. 
[0019] In another preferred form of the process a dispersion of C.l. Pigment Violet 19 and a dispersion of either C. 
I. Pigment Blue 15 or C.l. Pigment Blue 60 are added to at least one stage of the paper making process, wherein 
amount of C.I. Pigment Violet 1 9 used is less than 50% of the total amount of pigment used. The amount of C.l. Pigment 

45 Violet 1 9 used is usually 30% to less than 50 % by weight, preferably 40% to less than 50 % by weight, based on the 
weight of the pigments used. 

[0020] A further aspect of the process of the invention relates to a process for shading of paper to be used for food 
packaging material, which process comprises applying at least one stage of the paper making process either 

so a) a composition comprising, 

i) a mixture of C.l. Pigment Red 177 together with C.l. Pigment Blue 15 or C.l. Pigment Blue 60, 

ii) a dispersant, 

iii) optionally a biocide, and 
55 iv) water, 

or 

b) an aqueous dispersion of C.l. Pigment Red 177 and an aqueous dispersion of either C.l. Pigment Blue 15 or 
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C.I. Pigment Blue 60. 
[0021] The aqueous pigment dispersions of C.I. Pigment Red 177 comprises, 

5 a) C.I Pigment Red 177, 

b) a dispersant, 

c) optionally a biocide, and 

d) water. 

w [0022] The aqueous pigment dispersion of C.I. Pigment Blue 15 or C.I. Pigment Blue 60 comprises, 

a) C.I Pigment Blue 15 or C.I. Pigment Blue 60, 

b) a dispersant, 

c) optionally a biocide, and 
is d) water. 

[0023] In the process of shading paper in which a dispersion of C.I. Pigment Red 177 and a dispersion of either C. 
I. Pigment Blue 60 or C.I. Pigment Blue 15 is added to at least one stage of the paper making process, C.I. Pigment 
Red 1 77 is usually added in an amount below 60 % by weight, preferably below 50% by weight, of the added pigments. 
20 in a particularly preferred process C.I. Pigment Red 177 is added in an amount of 20 or 25 to 40 % by weight, based 
on the weight of added pigments and C.I. Pigment Blue 15 or C.I. Pigment Blue 60 is added in an amount of 60 to 75 
% by weight of the added pigments. 

[0024] When separate pigment dispersions are applied to the process it is possible for the aqueous pigment disper- 
sions to be added at different stages of the paper making process, though best results are usually obtained if the 
25 pigment dispersions are added to the same stage. As for the combined pigment compositions the separate aqueous 
pigment dispersions contain preferably 0.1 to 40%, more preferably 10 to 30%, most preferably around 20% of the 
respective pigment, based on the weight of the dispersion. Generally the amounts of dispersants and biocides used 
in each of the aqueous pigment dispersions would be substantially the same as the amounts used in the composition 
given before. 

30 [0025] According to conventional paper making processes the pulp is processed in a mixing chest where it is mixed 
in a conventional manner to form a thick stock, which is then diluted to form the thin stock, the thin stock is passed 
towards a drainage screen through various items of apparatus such as a fan pump and a centri screen, and the thin 
stock is drained through a screen so as to form a sheet, which is then dried. Such conventional processes are described, 
. for example, in US-A-5,676,796. 

35 [0026] For example, the composition can be added to the pulp, the mixing chest, the thick stock or the thin stock. 
[0027] Whether the pigments are added in the form of the composition or in the form of separate pigment dispersions 
they are as a rule added in an amount of 5 to 1 000 g per tonne, preferably in an amount of 10 to 400 g/tonne and most 
preferably in an amount of 50 or 100 to 400 g/tonne. The gram hereby refers to equivalent total dry weight of pigment 
added and the tonne hereby refers to the equivalent dry weight of material the composition or pigment dispersions are 

40 added to (for example the pulp). 

[0028] In addition, at one of the stages of the paper making process a cationic coagulant or cationic retention aid 
can be added. 

[0029] Preferably, the cationic coagulant is added prior to dilution, most preferably to the thick stock. 
[0030] The coagulant usually is added in an amount of 1 0 to 1 000 g/tonne, preferably in an amount of 50 to 700 g/ 
45 tonne and most preferably in an amount of 1 00 to 500 g/tonne. The tonne hereby refers to the material the composition 
is added to (for example the thick stock). 

[0031 ] Typical examples of coagulants are poiyamine epichlorohydrin, polyethylene imine, polymers of cationic mon- 
omers such as diallyl dimethyl ammonium chloride, dialkyl aminoalkyl (meth)acrylates or quaternary ammonium salts, 
dialkyl aminoalkyl (meth)acrylamides or quaternary ammonium salts. Preferred are coagulants which have an intrinsinc 

so viscosity (IV) of below 3 dl/g and a cationic charge density of at least 4 meq/g. 

[0032] The cationic retention aid may be the same polymer as the cationic coagulant or more usually is either cationic 
starch or a copolymer of cationic monomers such as diallyl dimethyl ammonium chloride, dialkyl aminoalkyl (meth) 
acrylates or quaternary ammonium salts, dialkyl aminoalkyl (meth)acrylamides or quaternary ammonium salts with 
nonionic monomers such as acrylamide. Typically the cationic retention aids are synthetic polymers which have which 

55 have an intrinsic viscosity (IV) of at least 3dl/g, usually at least 4 or 5 dl/g and can be as high as 1 0 or 1 2 dl/g or higher. 
Typically the cationic retention aids can have a cationic charge density of below 4 meq/g, preferably below 3 meq/g, 
[0033] Another object of the present invention is the use of the inventive composition for shading of paper to be used 
for food packaging material. 
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[0034] The paper may be filled or unfilled paper and may be lightweight or heavyweight. The paper may be, for 
instance, paper board. 

[0035] The special combination of pigments used according to the present invention allows shading of food packaging 
materials in a good manner. Especially for paper materials a very good whiteness is obtained. 
5 [0036] These dispersions are suited for direct food contact packaging, eliminating the need for overwrapping foods. 
(Color additive petition for paper and board is pending. ) The food can be in liquid form as well as in solid form. 
[0037] Furthermore, the dispersions are stable for a longer period of time and can therefore be stored before appli- 
cation, without showing deposits resulting in deterious application properties. 

[0038] The following examples illustrate various embodiments of the invention, but the scope of the invention is not 
10 limited thereto. In the examples, percentages are by weight, unless otherwise indicated. 

Example 1 : 

[0039] By mixing the following dispersion is prepared: 

15 , 



16 wt% 


C.I. Pigment Violet 19 


4 wt% 


C.I. Pigment Blue 15 


5.6 wt% 


2-naphthalene sulphonic acid polymer with formaldehyde, sodium salt 


0.008 wt% 


5-chloro-2-methyl-2H-isothiazol-3-one 


0.003 wt% 


2-methyl- 2H-isothiazol-3-one. 


74.389 wt% 


water 



Examples 2 to 5: 

25 

[0040] To a pulp comprising an elemental chlorine free blend of 70% bleached hardwood and 30% bleached softwood, 
10% by weight of a filler (calcium carbonate) and 1 .5% of a conventional sizing agent (Keydime C), the pulp having a 
pH of about 7.2, are added the dispersions given in the following Table 1 (the amounts given in Table 1 are given in % 
by weight, based on the weight of the pulp): 

30 

Table 1 



Example 


Amount of the dispersion of Example 1 (based on the weight of the pulp) 


2 


100 g/tonne 


3 


200 g/tonne 


4 


300 g/tonne 


5 


500 g/tonne 



40 [0041] The pulp is processed further according to conventional methods, which means in the mixing chest the pulp 
is mixed in a conventional manner to form a thick stock, which is then diluted to form the thin stock, the thin stock is 
passed towards a drainage screen through various items of apparatus such as a fan pump and a centri screen, and 
draining the thin stock through a screen so as to form a sheet, which is then dried. In each case a paper is obtained 
which shows very good whiteness. 

45 

Example 6: 

[0042] The above Example 4 is repeated, except that just prior to diluting the thick stock 300 g/tonne of a coagulant 
(Nalco 7607) is added. A paper is obtained which shows very good whiteness. 

50 

Example 7: 

[0043] By mixing the dispersions given in the following Table 2 are prepared: 

55 
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Table 2 • 



Dispersion 


Violet Pigment 


Blue Pigment 


Dispersant 


*Biocide 


Water 


A1 


9.8 % of C.I. 
Pigment Violet 
19 


10.2% of C.I. 
Pigment Blue 60 


5.6 % of 2- 
naphthalene 
sulphonic acid 
polymer with 
formaldehyde, 
sodium salt 


0.008% of CMITO 
and 0.003 % of 
MITO 


Water made up to 
100% 


B1 


4.9 % of C.I. 
Pigment Violet 
19 


5.1 %of C.I. 
Pigment Blue 15 


5.6 % of 2- 
naphthalene 
sulphonic acid 
polymer with 
formaldehyde, 
sodium salt 


0.008% of CMITO 
and 0.003 % of 
MITO 


Water made up to 
100% 



•The biocide CMITO is 5-chloro-2-methyl-2H-isothiazol-3-one and MITO is 2-methyl-2H-isothiazol-3-one. 



Examples 8 to 15: 

[0044] To a pulp comprising an elemental chlorine free blend of 70% bleached hardwood and 30% bleached softwood, 
10% by weight of a filler (calcium carbonate) and 1 .5% of a conventional sizing agent (Keydime C), the pulp having a 
pH of about 7.2, are added the dispersions given in the following Table 2 (the amounts given in Table 2 are given in % 
by weight, based on the weight of the pulp): 



Table 3 



Example 


Dispersion 


Amount of the dispersion based on the weight of the pulp 


8 


A1 


100 g/tonne 


9 


A1 


200 g/tonne 


10 


A1 . 


300 g/tonne 


11 


A1 


500 g/tonne 


12 


B1 


100 g/tonne 


13 


B1 


200 g/tonne 


14 


B1 


300 g/tonne 


15 


B1 


500 g/tonne 



[0045] The pulp is processed further according to conventional methods, which means in the mixing chest the pulp 
is mixed in a conventional manner to form a thick stock, which is then diluted to form the thin stock, the thin stock is 
passed towards a drainage screen through various items of apparatus such as a fan pump and a centri screen, and 
draining the thin stock through a screen so as to form a sheet, which is then dried. In each case a paper is obtained 
which shows very good whiteness. 

Examples 16 and 17: 

[0046] Each of the above Examples 10 and 14 are repeated, except that just prior to diluting the thick stock 300 g/ 
tonne of a coagulant (Nalco 7607) is added. In each case a paper is obtained which shows very good whiteness. 

Example 18: 

[0047] By mixing the following dispersions of C.I Pigment Red 177, C.I. Pigment Blue 15 and Pigment Blue 60 are 
prepared: 
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C.I. Pigment Red 177 Dispersion 


19.9% 


C.I. Pigment Red 177 


4.0% 


2-Naphtha!ene sulphonic acid, polymer with formaldehyde, sodium salt 


0.008% 


5-Chloro-2-methyl-2H-isothiazol-3-one 


0.003% 


2-Methyl-2H-isothiazol-3-one 


79.089% 


Water 



C.I. Pigment Blue 60 Dispersion 


19.6% 


C.I. Pigment Blue 60 


5.74% 


2-Naphthalene sulphonic acid, polymer with formaldehyde, sodium salt 


0.008% 


5-Chloro-2-methyl-2H-isothiazol-3-one 


0.003% 


2-Methyl-2H-isothiazol-3-one 


79.649% 


Water 



20 


C.I. Pigment Blue 15 Dispersion 




18.50% 


C.I. Pigment Blue 15 




5.60% 


2-Naphthalene sulphonic acid, polymer with formaldehyde, sodium salt 




0.008% 


5-Chloro-2-methyl-2H-isothiazol-3-one 


25 


0.003% 


2-Methyl-2H-isothiazol-3-one 




75.889% 


Water 



Examples 19 to 22: 



[0048] To a thick stock comprising an elemental chlorine free blend of 70% bleached hardwood and 30% bleached 
softwood, 10% by weight of a filler (calcium carbonate) and 1 .5% of a conventional sizing agent (Keydime C), the pulp 
having a pH of about 7.2, pigment dispersions are added to the thick stock at doses given in Table 4 based . 



Table 4 



Example 


C.I. Pigment Red177 Dispersion 


C.I. Pigment Blue 60 Disperison 


C.I. Pigment Blue 15 Disperion 


19 


60 gf tonne 


200 g/tonne 




20 


20g/tonne 


66 g/tonne 




21 


6g/tonne 


20 g/tonne 




22 


114g/tonne 




86g/tonne 



[0049] The pulp is processed further according to conventional methods, which means in the mixing chest the pulp 
is mixed in a conventional manner to form a thick stock, which is then diluted to form the thin stock, the thin stock is 
passed towards a drainage screen through various items of apparatus such as a fan pump and a centri screen, and 
draining the thin stock through a screen so as to form a sheet, which is then dried. In each case a paper is obtained 
which shows very good whiteness. 



50 Examples 23 and 24: 

[0050] Each of the above Examples 19 and 22 is repeated, except that just prior to diluting the thick stock 300 g/ 
tonne of a coagulant (Nalco 7607) is added. In each case a paper is obtained which shows very good whiteness. 

55 

Claims 

1 . A composition comprising 
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a) a mixture of C.I. Pigment Violet 19 together with either C.I. Pigment Blue 15 or C.I. Pigment Blue 60, 

b) a dispersant, 

c) optionally a biocide, and 

d) water. 

5 

2. A composition according to claim 1 wherein component a) comprises a mixture of C.I. Pigment Violet 1 9 together 
with C.I. Pigment Blue 15, in which mixture the amount by weight of C.I. Pigment Violet 19 is greater than 50%, 
based on the weight of the mixture of pigments. 

10 3. A composition according to claim 1 or claim 2, wherein 

the mixture of pigments contains 60% to 95% by weight of C.l. Pigment Violet 19. 

4. A composition according to any one of claims 1 to 3, wherein 

the mixture of pigments contains 70% to 90% by weight of C.l. Pigment Violet 19. 

15 

5. A composition according to any one of claims 1 to 4, wherein 

the mixture of pigments contains 75% to 85% by weight of C.l. Pigment Violet 1 9 and 1 5% to 25% by weight of C. 
I. Pigment Blue 15. 

20 6. A composition according to claim 1 wherein component a) comprises a mixture of C.l. Pigment Violet 1 9 together 
with C.l. Pigment Blue 15 or C.l. Pigment Blue 60, in which mixture the amount by weight of C.l. Pigment Violet 
19 is less than 50%, based on the weight of the mixture of pigments, 

7. A composition according to claim 6, wherein 

25 the mixture of pigments contains C.l. Pigment Violet 1 9 together with C.l. Pigment Blue 60. 

8. A composition according to claim 6 or claim 7, wherein 

the mixture of pigments contains 30% to less than 50 % by weight of C.l. Pigment Violet 19. 

30 9. A composition according to any one of claim 6 to claims, wherein 

the mixture of pigments contains 40% to less than 50 % by weight of C.l. Pigment Violet 1 9. 

10. A composition comprising 

35 a) a mixture of C.l. Pigment Red 177 together with C.l. Pigment Blue 15 or C.l. Pigment Blue 60, 

b) a dispersant, 

c) optionally a biocide, and 

d) water. 

<o 1 1 . A composition according to claim 1 0, wherein 

the mixture of pigments contains C.l. Pigment Red 177 together with C.l. Pigment Blue 60. 

12. A composition according to claim 10 or claim 11, wherein 

the mixture of pigments contains below 60 % by weight of C.l. Pigment Red 177. 

45 

13. A composition according to any one of claims 10 to 12, wherein 

the mixture of pigments contains below 50 % by weight of C.l. Pigment Red 177. 

14. A composition according to any one of claims 10 to 13, wherein 

so the mixture of pigments contains 25 to 40 % by weight of C.l. Pigment Red 1 77 and 60 to 75 % by weight of C.l. 

Pigment Blue 60. 

15. A composition according to any one of claims 1 to 14, which contains 0.1 to 40%, more preferably 10 to 30 %, 
most preferably around 20% pigment, based on the weight of the dispersion. 

55 

16. A composition according to any one of claims 1 to 15, which contains 0.1 to 30%, preferablyO.1 to.8% of dispersant, 
by weight of the composition. 
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17. A composition according to any one of claims 1 to 16, which contains a biocide. 

18. A composition according to any one of ciaims 1 to 17, wherein the dispersant is polyacrylic acid, polymethacrylic 
acid, polymaleic anhydride, polyurethane, polyvinyiether, polyvinylalcohol, polyalkylene glycol, polyethylene oxide, 
cellulose derivatives, polyimine, polyvinylpyridine, or copolymers thereof, or copolymers of acrylic acid with styrene, 
acrylonitrile, vinylacetate, vinylphosphonate, vinylpropionate, vinylchloride, itaconic acid or maleic anhydride, or 
ethoxylated or propoxylated fatty, ethoxylated or propoxylated fatty quaternary salts, ethoxylated fatty amides, 
alky!-, cycloalkyl- or a!kylaryl-oxypoly(ethylenoxy)ethanol, cycloalkyloxypoly(ethylenoxy)laurate or oleate, polyeth- 
ylene glycol 400 laurate or oleate, alkyl-, cycloalkyl- or alkylary!-poly(ethylenoxy)carboxylate or phosphonate or 
aromatic sulphonic acid polymer with formaldehyde or salts thereof. 

19. A process for shading of paper to be used for food packaging material, which process comprises applying to at 
least one stage of the paper making process either 

a) a composition according to claim 1 , 

b) a composition according to claim 10, 

c) an aqueous dispersion of C.I. Pigment Violet 19 and an aqueous dispersion of C.I. Pigment Blue 15, or 

d) an aqueous dispersion of C.I. Pigment Red 177 and an aqueous dispersion of either C.I. Pigment Blue 15 
or C.I. Pigment Blue 60. 

20. A process according to claim 19, wherein the composition is added to the mixing chest, the thin stock, the thick 
stock or preferably to the pulp. 

21. A process according to claim 19 or claim 20, wherein the composition is added in an amount of 5 to 1000 g per 
tonne, preferably in an amount of 10 to 400 g/tonne and most preferably in an amount of 50 to 400 g/tonne. 

22. A process according to any one of claims 1 9 to 21 , wherein in addition a cation ic coagulant or retention aid is added. 

23. A process according to claim 22, wherein the cationic coagulant is added to the thick stock, preferably prior to 
dilution. 

24. A process according to claim 23, wherein the cationic coagulant is added in an amount of 10 to 1000 g per tonne, 
preferably in an amount of 50 to 700 g/tonne and most preferably in an amount of 100 to 500 g/tonne. 

25. Use of a composition according to claim 1 or claim 1 0 for shading of paper to be used for food packaging material. 



Patentanspruche 

1. Zusammensetzung, umfassend 

a) eine Mischung von C.I.-Pigment-Violet-19 zusammen mit entweder CJ.-Pigment-Blue-15 Oder C.l.-Pig- 
ment-Blue-60, 

b) ein Dispergierungsmittel, 

c) wahlweise ein Biozid und 

d) Wasser. 

2. Zusammensetzung nach Anspruch 1 , worin Komponente a) eine Mischung von C.I.-Pigment-Violet-1 9 zusammen 
mit C.l.-Pigment-Blue-15 umfasst, worin in der Mischung die Menge bezogen auf das Gewicht von C.l.-Pigment- 
Violet-19 groBer als 50% ist, auf der Basis des Gewichts der Mischung der Pigmente. 

3. Zusammensetzung nach Anspruch 1 oder Anspruch 2, worin die Mischung der Pigmente 60 Gew.-% bis 95 Gew.- 
% C.I.-Pigment-Violet-19 enthalt. 

4. Zusammensetzung nach mindestens einem der Anspruche 1 bis 3, worin die Mischung der Pigmente 70 bis 90 
Gew.-% C.I.-Pigment-VioleM 9 enthalt. 

5. Zusammensetzung nach mindestens einem der Anspruche 1 bis 4, worin die Mischung der Pigmente 75 Gew.-% 
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bis 85 Gew.-% C.l.-Pigment- Violet-1 9 und 15 Gew.-% bis 25 Gew.-% C.l.-Pigment-Blue-15 enthalt. 

6. Zusammensetzung nach Anspruch 1 , worin die Komponente a) eine Mischung von C. i. -Pigment- Violet- 1 9 zusam- 
men mit C.l.-Pigment-Blue-15 Oder C.I.-Pigment-Blue-60 umfasst. worin in der Mischung der Anteil bezogen auf 
das Gewicht an C.l.-Pigment- Violet- 19 geringer als 50% ist, auf der Basis des Gewichts der Mischung der Pig- 
mente. 

7. Zusammensetzung nach Anspruch 6, worin die Mischung der Pigmente C.l.-Pigment- Violet- 1 9 zusammen mit C. 
l.-Pigment-Blue-60 enthalt. 

8. Zusammensetzung nach Anspruch 6 Oder Anspruch 7, worin die Mischung der Pigmente 30 Gew.-% bis weniger 
als 50 Gew.-% C.I.-Pigment-Violet-19 enthalt. 

9. Zusammensetzung nach mindestens einem der Anspriiche 6 bis 8, worin die Mischung der Pigmente 40 Gew.-% 
bis weniger als 50 Gew.-% an C.L-Pigment-Violet-19 enthalt. 

10. Zusammensetzung, umfassend 

a) ein Mischung von C.l.-Pigment-Red-177 zusammen mit C.l.-Pigment-Blue-15 Oder C.I.-Pigment-Blue-60, 

b) ein Dispergierungsmittel, 

c) wahlweise ein Biozid, 

d) Wasser. 

11. Zusammensetzung nach Anspruch 10, worin die Mischung der Pigmente C.l.-Pigment-Red-177 zusammen mit 
C.I.-Pigment-Blue-60 enthalt. 

12. Zusammensetzung nach Anspruch 10 Oder Anspruch 11 , worin die Mischung der Pigmente weniger als 60 Gew.- 
% C.l.-Pigment-Red-177 enthalt. 

13. Zusammensetzung nach mindestens einem der Anspruche 10 bis 12, worin die Mischung der Pigmente weniger 
als 50 Gew.-% C.l.-Pigment-Red-177 enthalt. 

14. Zusammensetzung nach mindestens einem der Anspruche 10 bis 13, worin die Mischung der Pigmente 25 bis 40 
Gew.-% C.l.-Pigment-Red-177 und 60 bis 75 Gew.-% C.I.-Pigment-Blue-60 enthalt. 

15. Zusammensetzung nach mindestens einem der Anspruche 1 bis 14, welche 0,1 bis 40%, besonders bevorzugt 
10 bis 30%, ganz besonders bevorzugt ungefahr 20 Gew.-% Pigment, auf der Basis des Gewichts der Dispersion, 
enthalt. 

16. Zusammensetzung nach mindestens einem der Anspruche 1 bis 15, weiche 0,1 bis 30%, bevorzugt 0,1 bis 8% 
Dispergierungsmittel, bezogen auf das Gewicht der Zusammensetzung, enthalt. 

17. Zusammensetzung nach mindestens einem der Anspruche 1 bis 16, welche ein Biozid enthalt. 

18. Zusammensetzung nach mindestens einem der Anspruche 1 bis 17, worin das Dispergierungsmittel Polyacryl- 
saure, Polymethacrylsaure. Polymaleinsaureanhydrid. Polyurethan. Polyvinylether, Polyvinylalkohol, Polyalkylen- 
glykol. Polyethylenoxid. Cellulosederivate, Polylmln, Polyvinylpyridin, Oder Copolymere davon, oder Copolymere 
von Acryisaure mit Styrol, Acrylnitril, Vinylacetat, Vinylphosphonat, Vinylpropionat, Vinylchlorid, Itaconsaure oder 
Maleinsaureanhydrid, oder ethoxylierte oder propoxylierte Fette, oder ethoxylierte oder propoxylierte quaternare 
Fettsalze, ethoxylierte Fettamide, Alkyl-, Cycloalkyl- oder Alkylaryloxypoly(ethylenoxy)ethanol, Cycloalkyloxypoly 
(ethylenoxy)laurat oder -oleat, Polyethylenglykol-400-laurat oder-oleat, Alkyl- Cycloalkyl- oder Alkylarylpoly(ethy- 
lenoxy)carboxylat oder -phosphonat oder aromatisches Sulfonsaurepolymer mit Formaldehyd oder Salze davon 
ist. 

19. Verfahren zum Abtonen bzw. Nuancieren von Papier, welches als Nahrungsmittelverpackungsmaterial verwendet 
wird, wobei das Verfahren die Anwendung in mindestens einer Stufe des Paplerherstellungsverfahrens umfasst 
entweder 
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a) einer Zusammensetzung nach Anspruch 1. 

b) einer Zusammensetzung nach Anspruch 10, 

c) einer wassrigen Dispersion von C.l.-Pigment-Violet-19 und einer wassrigen Dispersion von C.l.-Pigment- 
Blue-15 Oder 

5 d) einer wassrigen Dispersion von C.l.-Pigment-Red-177 und einer wassrigen Dispersion von entweder C.I. 

-Pigment-Blue-15 Oder C.I.-Pigment-Blue-60. 

20. Verfahren nach Anspruch 19, worin die Zusammensetzung zu dem Mischbehalter, dem dunnflussigen Papierroh- 
stoff, dem dickflussigen Papierrohstoff Oder bevorzugt der Pulpe zugesetzt wird. 

w 

21. Verfahren nach Anspruch 19 Oder Anspruch 20, worin die Zusammensetzung in einer Menge von 5 bis 1000 g/t, 
bevorzugt in einer Menge von 10 bis 400 g/t und ganz besonders bevorzugt in einer Menge von 50 bis 400 g/t 
zugesetzt wird. 

15 22. Verfahren nach mindestens einem der Anspruche 1 9 bis 21 , worin zusatzlich ein kationisches Koagutierungsmittei 
oder Retentionshilfsmittel zugesetzt wird. 

23. Verfahren nach Anspruch 22, worin das kationische Koagulierungsmittel zu dem dickflussigen Papierrohstoff, be- 
vorzugt vor der Verdunnung, zugesetzt wird. 

20 

24. Verfahren nach Anspruch 23, worin das kationische Koagulierungsmittel in einer Menge von 10 bis 1000 g/t, be- 
vorzugt In einer Menge von 50 bis 700 g/t und ganz besonders bevorzugt in einer Menge von 100 bis 500 g/t, 
zugesetzt wird. 

25 25. Verwendung einer Zusammensetzung nach Anspruch 1 oder Anspruch 10 zum Abtonen bzw. Nuancieren von 
Papier, welches als Nahrungsmittelverpackungamaterial verwendet wird. 



Revendications 

30 

1 . Composition comprenant 

a) un melange de Pigment Violet 1 9 du C.I. avec soit le Pigment Bleu 1 5 du C.I., soit le Pigment Bleu 60 du C.I., 

b) un dispersant, 

35 c) facuitativement un biocide, et 

d) de I'eau. 

2. Composition selon la revendication 1 , dans laquelle le composant a) comprend un melange de Pigment Violet 1 9 
du C.I. avec le Pigment Bleu 15 du C.I., melange dans lequel la quantite en poids de Pigment Violet 19 du CI. est 

40 superieure a 50 % par rapport au poids du melange de pigments. 

3. Composition selon la revendication 1 ou la revendication 2, dans laquelle le melange de pigments contient 60 % 
a 95 % en poids de Pigment violet 19 du C.I. 

45 4. Composition selon Tune quelconque des revendications 1 a 3, dans laquelle le melange de pigments contient 70 
% a 90 % en poids de Pigment Violet 19 du C.I. 

5. Composition selon Tune quelconque des revendications 1 a 4, dans laquelle le melange de pigments contient 75 
% a 85 % en poids de Pigment Violet 19 du C.I. et 15 % a 25 % en poids de Pigment Bleu 15 du C.I. 

50 

6. Composition selon la revendication 1 , dans laquelle le composant a) comprend un melange de Pigment Violet 1 9 
du C.I. avec le Pigment Bleu 15 du C.I. ou le Pigment Bleu 60 du C.I., melange dans lequel la quantite en poids 
de Pigment Violet 19 du C.l. est inferieure a 50 % par rapport au poids du melange de pigments. 

55 7. Composition selon la revendication 6, dans laquelle le melange de pigments contient le Pigment Violet 1 9 du C. 
I. avec le Pigment Bleu 60 du C.l. 

8. Composition selon la revendication 6 ou la revendication 7, dans laquelle le melange de pigments contient 30 % 
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a moins de 50 % en poids de Pigment Violet 19 du C.I. 

9. Composition selon Tune quelconque des revendications 6 a 8, dans laquelle le melange de pigments contient 40 
% a moins de 50 % en poids de Pigment Violet 19 du C.I. 

5 

10. Composition comprenant 

a) un melange de Pigment Rouge 177 du C.I. avec le Pigment Bleu 15 du C.I. ou le Pigment Bleu 60 du C.I. 

b) un dispersant, 

10 c) facultativement un biocide, et 

d) de I'eau. 

11. Composition selon la revendication 10, dans laquelle le melange de pigments contient le Pigment Rouge 177 du 
C.I. avec le Pigment Bleu 60 du C.I. 

15 

1 2. Composition selon ia revendication 1 0 ou la revendication 1 1 , dans laquelle le melange de pigments contient moins 
de 60 % en poids de Pigment Rouge 177 du C.I. 

13. Composition selon Tune quelconque des revendications 10 a 12, dans laquelle le melange de pigments contient 
20 moins de 50 % en poids de Pigment Rouge 177 du C.I. 

14. Composition selon Tune quelconque des revendications 10 a 13, dans laquelle le melange de pigments contient 
25 a 40 % en poids de Pigment Rouge 177 du C.I. et 60 a 75 % en poids de Pigment Bleu 60 du C.I. 

25 15. Composition selon Tune quelconque des revendications 1 a 14, qui contient 0,1 a 40 %, mieux encore 10 a 30 %, 
tres preferablement environ 20 % de pigment, par rapport au poids de la dispersion. 

16. Composition selon Tune quelconque des revendications 1 a 15, qui contient 0,1 a 30 %, de preference 0,1 a 8 %, 
de dispersant, par rapport au poids de la composition. 

30 

17. Composition selon Tune quelconque des revendications 1 a 16, qui contient un biocide. 

18. Composition selon Tune quelconque des revendications 1 a 17, dans laquelle le dispersant I'acide polyacrylique, 
I'acide polymethacrylique, le poly(anhydride maleique), un polyurethanne, un ether de polyvinyle, I'alcool polyvi- 

35 nylique, un polyalkylene-glycol, le poly-(oxyde d'6thylene), des derives de cellulose, une polyimine, la polyvinyl- 

pyridine, ou leurs copolymeres, ou des copolymeres d'acide acrylique avec le styrene, racrylonitrile, I'acetate de 
vinyle, un vinylphosphonate, le propionate de vinyle, le chlorure de vinyle, I'acide itaconique ou ['anhydride malei- 
que, ou des amines grasses ethoxylees ou propoxyl6es, des sels quatemaires gras ethoxyles ou propoxyles, des 
amides gras ethoxyles, un alkyl-, cycloalkyl- ou alkylaryl-oxypoly(ethylenoxy)ethanol, un cycloalkyloxypoly(ethy- 

40 lenoxy)-laurate ou oleate, le laurate ou I'oleate de polyethylene-glycol 400, un alkyl-, cycloalkyl-ou alkylaryl-poly 

(ethylenoxy)carboxylate ou phosphonate, ou un polymere d'acide sulfonique aromatique avec le formaldehyde ou 
ses sels. 

19. ProcedS pour teinter du papier a utiliser pour un materiau d'emballage alimentaire, lequel proced6 consiste a 
45 appliquer dans au moins un stade du precede de fabrication de papier 

a) une composition selon la revendication 1 , 

b) une composition selon la revendication 10, 

c) une dispersion aqueuse de Pigment Violet 19 du C.I. et une dispersion aqueuse de Pigment Bleu 15 du C. 

50 I., OU 

d) une dispersion aqueuse de Pigment Rouge 177 du C.I. et une dispersion aqueuse de Pigment Bleu 15 du 
C.I. ou de Pigment Bleu 60 du C.I. 

20. Proc<§d<§ selon ta revendication 1 9, dans lequel la composition est ajoutee au cuvier de melange, a la pate travaillee 
55 diluee, a la pate travaillee epaisse ou, de preference, a la pate brute. 

21. ProcSde selon la revendication 19 ou la revendication 20, dans lequel la composition est ajoutee en une quantite 
de 5 a 1 000 g par tonne, de preference en une quantite de 1 0 a 400 g/tonne et tres preferablement en une quantite 
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de 50 a 400 g/tonne. 

22. Precede selon Tune quelconque des revendications 19 a 21 , dans lequel, on ajoute, de plus, un coagulant ou un 
adjuvant de retention cationique. 

23. Procede selon la revendication 22, dans lequel ie coagulant cationique est ajoute a la pate travaillee epaisse, de 
preference avant dilution. 

24. Proced6 selon la revendication 23, dans lequel le coagulant cationique est ajoute en une quantite de 10 a 1000 
g par tonne, de preference en une quantite de 50 a 700 g/tonne et tres preferablement en une quantite de 1 00 a 
500 g/tonne. 

25. Utilisation d'une composition selon la revendication 1 ou la revendication 10, pour teinter du papier a utiliser pour 
un materiau d'emballage alimentaire. 
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